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Abstract
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Silica-gold core-shell nanoparticles were used for plasmonic enhancement of rare earth fluorescence in sol-gel-derived
TiO-:Sm>" films. Local enhancement of Sm>" fluorescence in the vicinity of separate gilded nanoparticles was revealed
by a combination of dark field microscopy and fluorescence spectroscopy techniques. An intensity enhancement

of Sm>* fluorescence varies from 2.5 to 10 times depending on the used direct (visible) or indirect (ultraviolet)
excitations. Analysis of fluorescence lifetimes suggests that the locally stronger fluorescence occurs because

of higher plasmon-coupled direct absorption of exciting light by the Sm** ions or due to plasmon-assisted
non-radiative energy transfer from the excitons of TiO, host to the rare earth ions.

Keywords: Silica-gold core-shell nanoparticles; Plasmonics; Rare-earth fluorescence; Metal-enhanced fluorescence

Background

Noble metal nanoparticles are under intense scientific
and applied attention because of their unique optical
properties [1]. Incident light which is in resonance with
the collective electronic oscillations near the surface of
metal nanoparticles causes the so-called localized surface
plasmon resonance. It results in strong concentration of
light energy and electric field in the subwavelength
nanoscale region near the particle. The strong local field
causes an increase in the efficiency of light absorption,
scattering, and fluorescence [2].

Metal-enhanced fluorescence as a branch of nano-
optics was formed on the one hand from the needs of
fluorescent sensing of minute amounts of matter [2,3]
and on the other hand from fundamental interest to the
control of light energy on the nanoscale and inducing of
coherent plasmons with low damping [4]. Effective
coupling of plasmons with fluorescent light is actual also
for the fluorescent glasses [5,6] and active optical wave-
guides [7]. Trivalent rare earth (RE) ions, which are
popular due to their efficient narrow-band photostable
fluorescence, are of special interest as subjects for
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plasmonic enhancement. It is because their absorption
cross sections as well as radiative decay rate are both
very low compared to other emitters, such as dye mole-
cules. There are a few studies suggesting local plasmonic
enhancement of RE fluorescence induced by noble metal
nanodopant in sol-gel-derived optical materials, such as
silica glasses and active fibers in the visible [5,6] and in-
frared [7] spectral ranges. Yet, the preparation of such
samples requires specific methods for dispersion of
metal particles in the host media, avoiding their aggrega-
tion and oxidation, especially for the silver nanoparticles
[6,8]. As far as we know, detected local enhancement of
fluorescence intensity in the RE-doped sol-gel materials
does not exceed two to three times [5-7]. Plasmonic res-
onance in small metal particles (approximately 5 to
20 nm) mainly causes a waste of the incident light en-
ergy as heat and do not contribute significantly to fluor-
escence enhancement. In contrast, plasmonic resonance
in bigger nanoparticles (>50 nm) results in a stronger
light scattering, which could support fluorescence more
essentially in the resonance spectral range [3]. However,
the synthesis of such bigger nanoparticles with uniform
size is not an easy task.

Hereby, we propose to utilize silica-gold core-shell nano-
particles described earlier by Pham et al. [9] for the en-
hancement of RE** fluorescence. Relatively big uniform size
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of silica core approximately 140 nm together with the plas-
monic properties of the gold shell provide the necessary
conditions for the plasmonically enhanced fluorescence
which will be demonstrated in the case of sol-gel-derived
TiOx:Sm>*. Used delicate combination of microscopic and
spectroscopic techniques allowed investigation of Sm®*
fluorescence in the vicinity of separate gilded nanoparticles
and detection of up to 10 times higher local intensity of
emitted light.

Methods

Silica core nanoparticles were prepared by Stober method
[10] and functionalized by amino groups providing good
covering of the silica core by the gold seeds. Then, joining
of the gold seeds and formation of a continuous gold shell
around the silica core were realized [9]. Gilded nanoparti-
cles dispersed in water were obtained. Plasmonic light ex-
tinction by this dispersion was confirmed by using Jasco
V-570 spectrophotometer (Easton, MD, USA). The gilded
nanoparticles were redispersed (approximately 0.6 wt.%)
in butanol and added into the titanium butoxide precursor
containing 2 mol% of samarium salt. This mixture was
spin-coated on the glass substrates and annealed at 500°C.
Thus, TiO»:Sm>" films doped with gilded nanoparticles
were obtained.

Optical imaging and microluminescence measurements
were carried out on a home-assembled setup based on
Olympus BX41M microscope (Olympus Corporation,
Shinjuku-ku, Japan) combined with Andor iXon electron
multiplying charge coupled device (EMCCD) camera
(Springvale Business Park, Belfast, UK ) for highly sensitive
optical imaging and fiber-coupled Andor SR303i spectrom-
eter with Andor Newton camera for spectral measure-
ments. Colored image of light scattering from bigger
sample area was made by digital photocamera attached to
an ocular of the microscope because the EMCCD camera
used for fluorescence imaging has only black and white
mode. Both dark field and fluorescence measurements
were carried out by using a side illumination. In the case of
dark field imaging, the beam of a bright white light-
emitting diode (LED) was used so that the field of view
remains dark if no scattering entities were present in the
sample. The fluorescence was excited with a 355 nm
diode-pumped solid-state (DPSS) laser while the signal was
observed though a long-pass filter. In the latter case, the
small aperture of the single-mode fiber allowed highly con-
focal spectral measurements in spite of the wide-field illu-
mination. Alternatively, spectral measurements with point
excitation were possible by using 532 nm DPSS laser fo-
cused onto the sample through the microscope objective.

Fluorescent lifetimes were measured by multichannel
analyzer P7882 (FAST ComTec, Miinchen, Germany)
connected to the photomultiplier. Also, we have deter-
mined fluorescence lifetimes in the time-gating lumines-
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cence mode (TGL) using an imaging attachment (LIFA-
X, Lambert Instruments, Roden, The Netherlands) con-
sisting of a signal generator, multi-LED excitation source
with a 3-W LED (532 nm) and an intensified charge
coupled device (CCD) Li’CAM-X with GEN-III GaAs
photocathode. The CCD was mounted on the side port
of an iMIC inverted digital fluorescence microscope
(Till Photonics GmbH, Gréfelfing, Germany) through a
TuCam adapter with x 2 magnification (Andor Technol-
ogy). Multi-LED was fiber-coupled to the epicondenser
of iMIC. The filter cube comprised of a BrightLine HC
520/35 nm (Semrock, Rochester, NY, USA) exciter, a Zt
532 rdext dichroic (Chroma, Bellows Falls, VT, USA)
and ET 605/70 M nm (Chroma) emitter. Photons were
collected with x 4 UPLSAPO objective (Olympus, Shinjuku-
ku, Japan). Camera binning of 4 x4 was used. In TGL
mode, the delay time between excitation pulses (for 10 ps)
trigger off and camera gain trigger on (for 10 ps) was var-
ied in the interval between 0.6 and 275 ps at cycle fre-
quency of 3 kHz. Full camera exposure time per image
was 300 ms. Obtained image data analysis was performed
using Lambert instrument fluorescence lifetime imaging
microscope (Li-FLIM v1.2.22) software.

Results and discussion

Silica-gold core-shell nanoparticles were initially pre-
pared as dispersion in water. For scanning electron mi-
croscopy (SEM) characterization, the droplets of this
dispersion were deposited on a silicon substrate and
dried. SEM images indicate globules with a narrow size
distribution (Figure 1la). The size of silica core approxi-
mately 140 nm and thickness of the gold shell approxi-
mately 15 to 20 nm were estimated on the basis of
several SEM images. Plasmonic properties of these
nanoparticles become apparent already during the syn-
thesis process because the spectrally selective plasmonic
light absorption lead to a bluish color of the prepared
dispersion. Light extinction spectra measured for the
1-cm layer of this dispersion consists of two bands with
maxima at 525 and 675 nm (Figure 1b, curve 1). The
shapes of these bands are related respectively to the
quadrupole and dipole plasmonic resonances calculated
according to the Mie theory (Figure 1b, curve 2).

In the dark field, optical images the single gilded nano-
particles look like colored spots on the dark background
because of plasmonic light scattering (inset of Figure 2a).
The corresponding fluorescence image under UV excita-
tion shows bright red spots due to fluorescent Sm>" ions
on the uniform fluorescent background. Generally, there
is an excellent correspondence between the spots de-
tected in dark-field scattering (Figure 2a) and those ob-
served in fluorescence (Figure 2b). In contrast, in the
similarly prepared samples without gold co-doping, no
bright spots were observed in fluorescence. This is a



Pikker et al. Nanoscale Research Letters 2014, 9:143
http://www.nanoscalereslett.com/content/9/1/143

Page 3 of 6

b

1.0

0.8

0.6

0.4

0.2

Normalized exctinction, a.u.

0.0 T T r v T T
400 480 560 640 720 800 880
Wavelength, nm

Figure 1 SEM image (a) and light extinction spectra (b) of
spherical gilded nanoparticles.

strong evidence about the plasmonic enhancement of
Sm>* fluorescence near the gilded nanoparticles.

The fluorescence spectrum under ultraviolet 355 nm
excitation is typical for Sm®" ions in crystalline anatase-
type TiO, surrounding as evidenced by the crystal-field
splitting of the four spectral bands due to the transitions
*Gs;p— *Hsppy *Gsp— ®Hypp, “Gsjp— °Hopp, *Gsp—
61—[11/2 of f electrons in Sm>" ions. The intensity of the
fluorescence at the bright spots near gilded nanoparti-
cles is approximately 10 times higher than the back-
ground fluorescence of Sm>" ions distant from metal
inclusions (Figure 3).

Plasmonic enhancement of fluorescence is usually ex-
plained either by enhancement of light absorption or
enhancement of radiative decay rate [1]. In the case of
TiO,, at least two different RE excitation mechanisms
must be distinguished. First mechanism is realized when
the absorption of ultraviolet light causes intrinsic

30 um

30 um

Figure 2 Grayscale images of dark field light scattering (a) and
fluorescence (b) from the TiO»:Sm>*-Au film (Aeyc = 355 nm).

excitations in TiO, host, such as self-trapped or
impurity-trapped excitons. These excitons can non-
radiatively transfer energy to the fluorescent impurity.
The effective cross section of such indirect Sm>* excita-
tion is several orders of magnitude higher than direct
absorption cross section 107! to 1072° cm? of Sm?®*
ions for the visible light [11]. But ultraviolet light can-
not efficiently excite plasmon in the gilded nanoparti-
cles due to the lack of resonance. So, the reasons for the
enhancement of Sm>* fluorescence are either plasmonic
enhancement of radiative decay rate or plasmonically
assisted energy transfer from the excitons to the Sm®*
ions.

Fluorescent decay rate is inversely proportional to the
fluorescent lifetime. To check plasmonic influence on
the decay rate, we measured the fluorescent kinetics for
the bright spots and for the background rare earth
fluorescence at the ultraviolet excitation A =355 nm
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Figure 3 Micro-luminescence spectra of TiO,:Sm>" films doped with gilded nanoparticles: (1) bright spot, (2)
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(Figure 4). It was necessary to use up to three exponential
decay components to satisfactorily model the kinetics:

1(t) = Ay exp(—t> +A2exp<—t2>

t
+ Asz exp (— T—) ,
3

(1)

where Aj, A,, and Aj are the coefficients of light inten-
sity, 71, 7, 73 are the lifetimes of fluorescence. In such

situation, the overall rate of decay is frequently charac-
terized by the average lifetime defined as
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Obtained lifetimes of fluorescence are in the range of
tens and hundreds of microseconds (Table 1). Fluorescence
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Figure 4 Normalized experimental fluorescence decay kinetics: from background (1), from bright spot (2) of TiO,:Sm3*-Au films.
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Table 1 Lifetimes of fluorescence for the TiO,:Sm>* film
doped with gilded nanoparticles, A, =355 nm

Place on the sample Ty, s Ty, MS T3, MS T, Us
Bright spot 1 24 25 156 103
Bright spot 2 6.5 48 299 147
Bright spot 3 105 78 294 202
Spot 1 on the background 4.1 353 225 138
Spot 2 on the background 74 50 220 137

lifetimes of the order of hundreds of microseconds are typ-
ical for the rare earth ions situating in a good crystalline
TiO, anatase host [11]. Lifetimes in the range of tens of
microseconds can be caused by Sm>* fluorescent centers
situating in the areas of TiO, host having locally different
crystallinity or local lattice defects. Corresponding lifetime
components for the bright spots and for the background
Sm>* fluorescence are not very different. Based on this, we
can suppose that the radiative rate of rare earth fluoro-
phore is not very strongly influenced by localized plas-
mons. Detected approximately 10 times enhancement in
the intensity of Sm** fluorescence at the ultraviolet excita-
tion could be caused by plasmonic support of energy trans-
fer from exciton to rare earth ions. Possibility of non-
radiative plasmonic support for the excitons was recently
demonstrated in the case of plasmonically improved
photocatalysis [12]. Plasmonic support of Forster reson-
ance energy transfer for quantum dot's fluorescence was
described in [13].

Excitation by green light, Ay, = 532 nm, results in dir-
ect excitation of Sm®" and also yields a fluorescence
spectrum consisting of the four bands. But in this case,
the bands are broader and almost featureless (Figure 5).
It means that different ensemble of Sm®* ions is excited
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in this case. The absence of spectral features suggests
that those Sm ions are situated in less ordered TiO, en-
vironment [14]. In spite of the exclusion of excitonic in-
fluence at such excitation, we detected still 2.5 times
enhancement of fluorescence in the vicinity of gilded
nanoparticles (Figure 5). Under 532 nm excitation, the
Stokes shift of the fluorescence emission is very small
[15]. So, both excitation and emission can be influenced
by plasmons.

Fluorescence lifetimes at 532 nm excitation were mea-
sured in the time-gated mode on a FLIM in the spectral
range of 580 to 660 nm. Obtained fluorescence decay is
also multiexponential because different Sm>* centers
situate in TiO, environment with different local sur-
roundings. Numerical values of the lifetimes are similar
to those presented in Table 1. Because of the insignifi-
cant changes in the lifetimes of Sm®" fluorescence, we
suppose that the detected 2.5 times enhancement in the
intensity of fluorescence could be caused mainly by
plasmon-enhanced direct absorption of exciting light by
Sm>* ions near the gilded nanoparticles.

Conclusions

Silica-gold core-shell nanoparticles were synthesized and
successfully adjusted for the incorporation into TiO,:
Sm>* films. Prospective capabilities of these particles for
the local plasmonic enhancement of rare earth fluores-
cence are demonstrated. Detected locally strong Sm>*
fluorescence is connected more with local increase in
light absorption and energy transfer than with changes
in radiative decay rates since fluorescent lifetimes are
not changed significantly. Detected enhancement of
fluorescence can be based both on the plasmonic en-
hancement of direct light absorption by Sm>* ions and
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Figure 5 Micro-luminescence spectra of TiO,:Sm>3" films doped with gilded nanoparticles: (1) bright spot, (2) background (A = 532 nm).
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on profitable plasmonic support of energy transfer from
exciton to rare earth ions in the case of the indirect exci-
tation. As a next step, variation of dielectric core and
noble metal shell sizes can be used for the spectral tun-
ing of the plasmon resonance and estimation of its im-
pact on the plasmon-enhanced fluorescence.

Competing interests
The authors declare that they have no competing interests.

Authors’ contributions

SP, LD, and SH developed the idea of the work and participated in the
preparation of sol-gel TiO, samples activated by Sm** ions and in their
doping by core-shell nanoparticles. SM synthesized silica-gold core-shell
nanoparticles. VK and SK provided necessary fluorescent and microscopic
measurements of the samples. RL made contribution to the revised version
of the manuscript. SP realized scanning electron microscopy of the samples
and proposed fruitful ideas for explanation of obtained results. IS participated
in joint discussions of co-authors and in explanation of scientific results.

All authors read and approved the final manuscript.

Acknowledgements

This work was supported by ESF project Nr. 2013/0202/1DP/1.1.1.2.0/13/
APIA/VIAA/010 and EU through the ERDF (Centre of Excellence
‘Mesosystems: Theory and Applications’, TK114). The work was also partly
supported by COST Action MP1303 and ETF grant 9007, Estonian
Nanotechnology Competence Centre (EU29996), ERDF TRIBOFILM’
3.2.1101.12-0028, 'IRGLASS' 3.2.1101.12-0027, ‘Nano-Com’ 3.2.1101.12-0010,
Estonian Research Council (SF0180032s12 and IUT 20-17), and European
Union through the European Regional Development Fund (TK114 and
30020) and partially by the Nanotwinning project FP7-INCO-2011-6 and
Marie Curie ILSES project no. 612620.

Author details

'Institute of Physics, University of Tartu, Riia 142, Tartu 51014, Estonia. V.
Lashkaryov Institute of Semiconductor Physics of National Academy of
Sciences of Ukraine, Kyiv 03680, Ukraine. ®Institute of Chemistry, University of
Tartu, Ravila 14A, Tartu 50411, Estonia.

Received: 3 December 2013 Accepted: 28 February 2014
Published: 25 March 2014

References

1. Sau TK, Rogach AL: Complex-Shaped Metal Nanoparticles: Bottom-Up Syntheses
and Applications. Wiley-VCH Verlag GmbH & Co. KGaA: Weinheim; 2012.

2. Aizpurua J, Hillenbrand R: Localized surface plasmons: basics and
applications in field-enhanced spectroscopy. In Plasmonics From Basics to
Advanced Topics Series: Springer Series in Optical Sciences. Edited by Rhodes
WT, Adibi A, Asakura T, Hansch TW, Kamiya T, Krausz F, Monemar Bo AJ,
Venghaus H, Weber H, Weinfurter H. Berlin: Springer; 2012:151-176. Springer
Series in Optical Sciences, vol. 167].

3. Yguerabide J, Yguerabide E: Resonance light scattering particles as
ultrasensitive labels for detection of analytes in a wide range of
applications. J Cell Biochem Suppl 2001, 37:71-81.

4. Stockman M: Spasers explained. Nat Photonics 2008, 2:327-329.

5. Malashkevich G, Semchenko A, Sukhodola A, Stupak A, Sukhodolov A,
Plyushch B, Sidskii V, Denisenko G: Influence of silver on the Sm3*
luminescence in ‘Aerosil’ silica glasses. Phys Solid State 2008,
50(8):1464-1472.

6. Hayakawa T, Selvan S, Nogami M: Field enhancement effect of small Ag
particles on the fluorescence from Eu**- doped SiO, glass. Appl Phys Lett
1999, 74(11):1513-1515.

7. Marques A, Almeida R: Er photoluminescence enhancement in Ag-doped
sol-gel planar waveguides. J Non-Cryst Solids 2007, 353(27):2613-2618.

8. Dolgov L, Kiisk V, Reedo V, Maaroos A, Sildos |, Kikas J: Sol-gel derived
metal oxides doped with silver nanoparticles as tunable plasmonic
materials. Phys Stat Solidi A 2010, 207(5):1166-1169.

9. Pham T, Jackson J, Halas N, Lee T: Preparation and characterization of
gold nanoshells coated with self-assembled monolayers. Langmuir 2002,
18:4915-4920.

Page 6 of 6

10.  Stober W, Fink A, Bohn E: Controlled growth of monodisperse silica
spheres in the micron size range. J Colloid Interface Sci 1968, 26(1):62-69.

11. Liu G, Jacquier B: Spectroscopic properties of rare earths in optical
materials. In Springer Series in Materials Science, vol. 83. Edited by Hull R,
Osgood RM, Paris JJ, Warlimont H. Berlin: Springer; 2005.

12. LiuE Kang L, Wu F, Sun T, Hu X, Yang Y, Liu H, Fan J: Photocatalytic
reduction of CO, into methanol over Ag/TiO, nanocomposites enhanced
by surface plasmon resonance. Plasmonics 2014, 9:61-70.

13. Ozel T, Hernandez-Martinez P, Mutlugun E, Akin O, Nizamoglu S, Ozel |,
Zhang Q, Xiong Q, Demir H: Observation of selective plasmon-exciton
coupling in nonradiative energy transfer: donor-selective versus
acceptor-selective plexcitons. Nano Lett 2013, 13:3065-3072.

14.  Elisa M, Vasiliu |, Grigorescu C, Grigoras B, Niciu H, Niciu D, Meghea A,
Iftimie N, Giurginca M, Trodahl H, Dalley M: Optical and structural
investigation on rare-earth-doped aluminophosphate glasses.

Opt Mater 2006, 28(6-7):621-625.

15. Henderson B, Imbush G: Optical Spectroscopy of Inorganic Solids. Oxford:

Clarendon Press; 1989. 2006.

doi:10.1186/1556-276X-9-143

Cite this article as: Pikker et al: Gilded nanoparticles for plasmonically
enhanced fluorescence in TiO,:Sm** sol-gel films. Nanoscale Research
Letters 2014 9:143.

Submit your manuscript to a SpringerOpen®
journal and benefit from:

» Convenient online submission

» Rigorous peer review

» Immediate publication on acceptance

» Open access: articles freely available online
» High visibility within the field

» Retaining the copyright to your article

Submit your next manuscript at » springeropen.com




	Abstract
	Background
	Methods
	Results and discussion
	Conclusions
	Competing interests
	Authors’ contributions
	Acknowledgements
	Author details
	References


<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /PageByPage
  /Binding /Left
  /CalGrayProfile (Dot Gain 20%)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.4
  /CompressObjects /Tags
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /DetectCurves 0.1000
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams true
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 300
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 300
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 300
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /CreateJDFFile false
  /Description <<

    /BGR <>
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000500044004600206587686353ef901a8fc7684c976262535370673a548c002000700072006f006f00660065007200208fdb884c9ad88d2891cf62535370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef653ef5728684c9762537088686a5f548c002000700072006f006f00660065007200204e0a73725f979ad854c18cea7684521753706548679c300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /CZE <>
    /DAN <>
    /DEU <>
    /ESP <>
    /ETI <>
    /FRA <>
    /GRE <>

    /HRV <>
    /HUN <>
    /ITA <>
    /JPN <>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020b370c2a4d06cd0d10020d504b9b0d1300020bc0f0020ad50c815ae30c5d0c11c0020ace0d488c9c8b85c0020c778c1c4d560002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /LTH <>
    /LVI <>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken voor kwaliteitsafdrukken op desktopprinters en proofers. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /POL <>
    /PTB <>
    /RUM <>
    /RUS <>
    /SKY <>
    /SLV <>
    /SUO <>
    /SVE <>
    /TUR <>
    /UKR <>
    /ENU (Use these settings to create Adobe PDF documents for quality printing on desktop printers and proofers.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames true
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AddBleedMarks false
      /AddColorBars false
      /AddCropMarks false
      /AddPageInfo false
      /AddRegMarks false
      /ConvertColors /NoConversion
      /DestinationProfileName ()
      /DestinationProfileSelector /NA
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure true
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles true
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /NA
      /PreserveEditing true
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /LeaveUntagged
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.440 793.440]
>> setpagedevice


